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Formerly we had found that aromatic compounds can be acylated by acyl chlorides or carboxylic anhydrides under the influence of catalytic amounts of trifluoromethanesulfonic acid (TFMS)[61. Since C-acylation of phenols is of great practical importance, we have investigated whether the Fries rearrangement which is usually carried out with molar amounts of A1Cl3 could also be achieved with TFMS-catalysis. If solutions of phenyl benzoates ( I ) in anhydrous tetrachloroethane are heated with ca. 2mol-% TFMS for 24h at 170°C in sealed tubes, the reaction mixture contains o-hydroxyaryl ketones (2) , phenols ( 3 ) , and decomposition products besides starting material (Table I) . There is qualitative agreement between the isomer distribution for the Fries and the retro Fries rearrangement (Table  1 us. Table 2 ); this is not sufficient, however, to establish a truly reversible equilibrium (which should be attained from either direction) so that further investigations are necessary.
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The mechanisms proposed so far for the Fries rearrangement must now be critically reviewed since they d o not take account of the reversibility of the reaction which has been established beyond doubt by the results reported here, especially since we have found the retro rearrangement also with typical Friedel-Crafts catalysts such as FeC13.
Our inference from the experimental data given is that for the acid-catalyzed Fries rearrangement product formation is subject to thermodynamic control in many cases. Since phenolic esters and hydroxyaryl ketones seem to have about the same energy they are present side by side in solution. Steric hindrance due to buttressing of two o-substituents as in ( 2 e ) shifts the isomer distribution in favor of the sterically unhindered ester ( Table 2) . We observe almost exclusive o-rearrangement which is another argument in favor of the thermodynamic control mechanism since the o-hydroxyaryl ketones are stabilized by intramolecular hydrogen bonding which is impossible in the p-isomers.
